S1. Emission spectrum of DMIM in chloroform. Excitation wavelength was 330 nm.
S3
. Alteration in fluorescence spectra for G-DMIM dispersed in a dry KBr disc with temperature. Insert shows the plot of ln(total intensity) vs 1/T with lines drawn to help show the break in dependence at around 417K.
S4
. Alteration in fluorescence spectra for O-DMIM dispersed in a dry KBr disc with temperature. Insert shows the plot of ln(total intensity) vs 1/T with lines drawn to help show the break in dependence at around 476K.
S5
. Room temperature emission decay curves recorded for G-DMIM and the least-squares fit to a tri-exponential (red line). 
Calculations
Emission spectra were fitted to semi-quantum Marcus theory given by [19] 
where c is a constant, v is the emission frequency, ΔG is the free energy, λ is the outer sphere reorganization energy, E v is the vibrational energy, and S is the electron-vibrational coupling, S. The latter can also be expressed as function of the internal reorganization energy, λ in , as S = λ in / E v .
If we assume a simple Marcus behaviour then the rate constant for non-radiative decay is given by: NB: The assumption of classic ET theory is not quite valid as in the two examples we deal with the inverted region, in which classic theory does not work well. A second problem is that in classic theory λ is the total reorganization energy, which is taken as the sum of outer sphere and internal reorganization energies. In semi-quantum theory these two values are separated. The outer sphere reorganization is λ as it is given in equation above and the internal is included in S, and in "classic" approximation of single mode is λ in = E v S.
